been found also in the trifoliate orange in 1) P. Lebreton, J. Pharm. Chim., Paris, 14, 377 (1828) .
2) G. Zemplen and R. Bognar, Ber., 76B, 773 (1943) .
3) F. Kolle and K. E. Gloppe, Pharm. Zentralh., 77, 421 (1936) . 4) G. Zemplen and A. K. Tettamanti, Ber., 71B, 2511 (1938 i) Naringin-chalcone. a) One gram of phloro acetophenone-4-neohesperidoside and 0.3 g of phydroxy benzaldehyde were suspended in 1 ml of ethanol, to which 7 ml of 60% aqueous potassium hydroxide solution was added in portions while main taining tho temperature at 2-3°C in an ice bath.
After the addition was over, the vigorous shaking was continued for 24 hr., at room temperature.
The colouration of the reaction mixture changed from slight yellow to reddish-brown and a small quantity of undissolved p-hydroxybenzaldehyde was remained.
Then 10 ml of water was added to it and cooled again in an ice and water bath and 10% hydrochloric acid solution was added with stirring until the solu tion was acidified to pH 2.
The resulting orange yellow precipitates were recrystallized from 50% ethanol as yellow needles; m.p. 185---200°C, undepressed on admixture with authentic specimen. Yield 0.8 g. Anal. Found: C, 54.16; H, 5.70. Calcd. for C27H32O14H2O: C, 54.18; H, 5.73%.
The chalcone gave a brown colour with ferric chloride and well separated as a yellow spot on a paperchromatogram, not accompanied by even a faint spot of corresponding naringin. Its UV spectrum, Fig. 4 , was identical with that of the chalcone form of naringin. b) Naringin-chalcone was also prepared in order to use as authentic specimen according to the Simo koriyama's procedure.") ii) Naringin-chalcone acetate. a) Naringin chalcone acetate was prepared and used as the authen tic specimen.
To a suspension of 2 g of anhydrous sodium acetate in 15 ml of acetic anhydride was added 2 g of natural naringin and the mixture was boiled in an oil bath under reflux for five hours.
On cooling the solution was poured into ice water allowed to stand in a refringerator overnight.
The material precipitated was collected by filtration 11) M. Shimokoriyama, J. Am. Chem. Soc., 79, 4199 (1957) . and washed several times with water and recrystal lized from ethanol to the slight yellowish crystals; yield 1.8g, m.p. 125°C. Anal. Found: C, 56.43; H, 5.24. Calcd. for C45H49023: C, 56.42; H, 5.16°0. b) Synthetic chalcone (0.3 g) described above was dissolved in the mixture of 10 ml of acetic anhydride and 10 ml of pyridin and allowed to stand overnight at 30°C.
The solution was evaporated in vacuo and the residue was dissolved in ethanol and again evaporated in vacuo. This treatment was repeated three times. The residue was recrystallized from aqueous ethanol to the slight crystals yellowish; yield 0.3g, m.p. 125°C, no depression on admixture with authentic specimen.
iii) Naringin. The chalcone (0.5 g) obtained above was heated with 0.5 ml of 50% ethanol and 0.5 ml of Mcllvaine buffer solution (pH 7) for three min. in a boiling water bath until almost decoloura tion of the reaction mixture.
The solution was added to an equal volume of water and allowed to stand overnight in a refrigerator.
The crystals which separated were recrystallized from water as colourless needles, undepressed on ad mixture with authentic specimen; yield 0.4g, m.p.
80-.83°C, [a]p -82° (c 1, 90% Et OH).
After having been dried in the vacuum desicator for three days it melted at 172173°C (Lit. 171°). RF value was also indistinguishable from that of natural naringin.
Both UV and IR spectra were found to be identical with those of authentic speci men (Fig. 4) .
On hydrolysis with 530 sulphuric acid solution in the usual manner it yielded naringenin, rhamnose and glucose, which were identified by paperchromato graphy with authentic specimens.
The alcoholic solution of synthentic naringin gave a reddish colouration to HCI-Mg test.
Anal. Found: C, 54.08; H, 5.62. Calcd. for C27H32014 H2O: C, 54.18; H, 5.73 0. 5) Synthesis of neohesperidin. i) Isovanillin.
Although several synthetic methods of isovanillin have been known, a new synthetic method was investigated in this paper.
Metalic sodium (0.4g) was dissolved in 12 ml of absolute methanol and to the solution were added 2.3 g of protocatechualdehyde and 3. Table  I .
